Microwave-assisted cyclization of unprotected dipeptides in water to 2,5-piperazinediones and self-assembly study of products and reagents 
DKP2
The asymmetric unit contains one molecule of the compound DKP2 ( Figure S39 ). Three main hydrophobic interactions are visible in the crystal structure ( Figure S40 ), namely a π-π stacking interaction between the phenyl ring and the phenyl ring of a symmetry-related molecule (distance between the centers of the phenyl moieties: 4.1 Å), and two CH-π interactions between a hydrogen atom of the phenyl ring and the phenyl ring of a symmetry-related molecule and between the second phenyl ring and a hydrogen atom of the phenyl ring of a symmetry-related molecule. Distances between the H atom and the centre of the phenyl ring are 3.3 Å and 2.7 Å, respectively. Figure S41 shows the crystal packing of DKP2, as viewed along the crystallographic directions. Single crystals of DKP1 and DKP2 were collected with a loop, cryoprotected by dipping the crystals in glycerol and stored frozen in liquid nitrogen. The crystals were mounted on the diffractometer at the synchrotron Elettra, Trieste (Italy), beamline XRD1, using the robot present at the facility. Temperature was kept at 100 K by a stream of nitrogen on the crystals. Diffraction data were collected by the rotating crystal method using synchrotron radiation, wavelength 0.70 Å, rotation interval 1°/image, crystal-todetector distance of 85 mm. A total of 360 images were collected for each crystal. Reflections were indexed and integrated using the XDS package [1] , space groups P21 for DKP1 and P21212 for DKP2, were determined using POINTLESS [2] and the resulting data sets were scaled using AIMLESS [3] .
Phase information was obtained by direct methods using the software SHELXS [4] . Refinements cycles were conducted with SHELXL-14 [5] , operating through the WinGX GUI [6] , by full-matrix least-squares methods on F 2 . Unit cell parameters and scaling statistics are reported in Table S1 . For DKP1, a phenyl group was refined in 2 statistical positions at partial occupancy, occupancy of each position was refined to give a total occupancy of 1. All the atoms except the hydrogen atoms within the asymmetric unit have been refined with anisotropic thermal parameters. Hydrogen atoms were added at geometrically calculated positions and refined isotropically. Refinement statistics are reported in Table S1 . 
